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' Toly(diethylsiloxane) 1liruids. J. .iction of sulfuric zcid on diethyldieth-
oxvsilanc and its mixtures with triethylothoxvqilane.
N. S. Leznov, L. A, Sebur and K. A. Andrlanov. Zhur. Obshchei Knim. 29,
1270-56 (1959). |
Tt was shown in vork dons in 1947 that sto4 reacts with Btzsi(OEt)a and
ite mixt. with Etgﬂiont with the formation of poly(diethylsiloxanes) which
are frees of polvmsers contr$ functicral g;oups. Thus treatment of the
si(ozt) o with 96% H SO, 1 hr. at

2 2 4
50° zave aftsr aq. washing and neutralization a mixture of poly{diethyl-

rolymer,formed by an. hydrolvsis of Et

811 xanes) with relativaely greatar mol. wt. through condensation of the
linear polymers at the sites of originallyvresidual BEtO0 groups, as shown
by high b.p. range of the polymers and essontial absence. of BtO groups.

f similar effect is produced by contactdng the polymers with HCO H (70°)
or ACOH (900). Addne. of cuncd. H2504 to Etasi(OQt)z with cooling gave
after stirring the mimt. at 20° to 100° a good yield of poly{diethyl-
siloxenes), whose mol. wt. and b.t. tended to rise with the rise of temp.
of such trsatuent up to about 759; at higher tem;. the formation of
gsilanol sulfate esters and regeneration of Haéo4 bocome predominant and
the tendency to form higher polymers declings sharply. In general, elevatdé
temp., tends to favor the formetion of kimwax polysiloxanes free of linear
polymers contg. EtO groups. Heating Xt Si(OWt)z and Btsuiost with H, SO4
2«3 hrg. at 75 gave Yrixxxity linear polymers with HO groups, formesd by
the aqe treatment of the initially formed sulfatc esters. Increased amt,

of EtssioEt tends to block the formation of sulfete esters by blocking the

HO endegroups of ihe polymsrse.

T e—— e

IX, Action of photphor}c and boric acids on diothyldiothoxysilaneAéﬁﬁ .
its mixtures with triethylethoxysilane. Ibid. 1276-8l.

Heating Bt,5i(0Bt), with 3:2 to 1:2 molar proporciop of H,BO, 1-3 hrs. at
750 gave after en aqge treatment poly(diethylsiloxanes) contg. very little
residusl EtO gfbﬁps, the products bclng 86=8% distillable cycliec polyﬁsrs.

Similar reaction with mixts. of Bipgsi(0Bt)s and Bt.SiOEt gave up to 92$
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distillable poly=-(disthylsiloxenes). Similar use of H BO 3-10 hrs. at
950, finully st 130-40° gave aftsr an aq. treatment 55-54% distillable
pPolysiloxanes with mich linear polymer being formed. The reactions
yielded as byproducts detectab;e émounts of EtOP0352 and (BtO)SB. The
distn. curves of d;stillable polysiloxanes formed with the use of BéP04

or H3B03 were quite'similar.
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‘Jynxhoais of polymsrs with 1norganio molcoular ch=ins, I, ioly(organo=

ailoryrhosphoreceltminosiloxares) .

ive »o s merisnoy, s, . Lhdanov and L. .. Xozakowa. Chur. Ghshohed Khiu.,

29, luibl-d (1958}, of. Tzvest. 'ked. Heux 1 R, Otdel. "him. swuk 1959 ,486.

:low neating of 4.9 g. (%tsin)sul with 2.1 ». xtaaiov(o)(cﬂ)z to 200-20°

‘gave & distillate of (thfi)?o end & residue of & polymer Et3h10[x1(0;13t5).

Qr(u}(cbiatb)ujl¢ﬂ,'sol. in Yel’k, TtON and Cq e° fimiler rasction of a
Z:1 molar ratio of the reactints 15 rs. at 2200 vave v dfstilinte or g0
and (Etski) 0 snc # residue of viscous 1i~u1u polymsr [Et uioﬂl(OQi it )0] -

(b)bbﬁ:-t,,. Cimilarly 4.. e ("ts 1") ~1l ard 4.4 gz. (it .:10)3“0 in 21.5 hrs,
at 500-20° with 8 current of unoist air drawn throurh the mixt., zeve some
HnO ana (gtaﬁi) 0, and =2 resildus 6: transparent yeallow rasin, sol. in org.
s0lvents and cerresrondins: to Bt \10[ 1({0918t ) 07(0) (0318¢ )0]4%1?t

<he produsts pass into infuzible 1nsol. £0l1ds on beins haated further.,
similar reactions enploying da iO“(O)(OH)ﬂ or (e aio) PO proceedad very
rapldly and direetly guve insol. and inrugibln Uolvmeric rrofuocts. A kinetie
study showed thet tho viscosliiy of the new rolymers 1narsaaes with the
ircreasing amt. of dietillate forzed 1u the reastion. The starting nﬁﬁerialt
wers prepd. as describsd previously (Voronkov, this §. 25, 463(1955), ani
nﬁdrianov et al, this J. za, 2687 {1958): (&t 510), 50, b 156-63°, n§°
1.4462; (s 0101 570 b 77 s 1.40953; Bt oiOF(U)(OH) ,3310P(o)(oa)2, Te

bo.5°

Approved For Release 2009/08/04 : CIA-RDP80T00246A010400010002-3



B Y PR e — e
- Approved For Release 2009/08/04 : CIA-RDP80T00246A010400010002-3

C AT O,

Polye(organonetallosiloxancs). 2. Synthesis of poly=-(organoalumino-
cobaltisiloxanes) and poly-(organoaluminonickelosiloxanes).

Ke A. andrienov and . . .. “ad:ror (Iazt. .detero-org. Compds., »OSCOW).
Jzvest., ~kad. Nauk ~.J.%.R., Ctdal, him., fLzux 195¢, 159C-4, cf. Doklsdy
Aked. Nauk SCSR 114, 1005 (1957).

quysiquanes were syntheslized which contain il and Co‘or Ni atoms in the

polyreric chaine. £ddn. of 12.99 g. CoCl_ in 117 g, »ulH to 32.24 ge

e
EtSi(OH)aoNa in 288 ¢, BuOF ¢t 70° ena heating 2.5 hrs. geve after
filtratlon and avapn..é cocloslese resin which vas frée of Co. Howevar,
'fhe reuction of 32.14 g. Et?i(Oﬁ)ECNa; Se87 e; All;l3 and 5.29 g OoCla
in 400 &. BuOH et 80-100" in # hrs. s2va aftar filtration and evapn.
20,13 g. viclat poiymsr, scl, i OnE. 3olvents and contge. 2ip Si, 7.5k
41 and 5¢55¢ Co., Similerly ?h81(OH)20Na g:v3 g viclet soluble polymer
contge 5406, Al, -2,%. o 2nd 18 1. Silziler Pesction of 2451 (0l1) oONa
with.&lCIS ané NiClz in Bu0H cave a greer. polymsr, s0ls 1l OTL. scly-
ents wnd contge. ﬁn*ll ahd 1.99 M, A ssries cof polyrers was prepd. from
Etfi(OH)aQHh, )1015 an? CcCla with different propértions of reactants.
"'ith inoressing retio of CoClg/AlCI3 ths polymsre have progressively
lowsr content of 4l, but the content of Jo showe 2 peax at about 131
molar ratio of original salts; this ma<. psak is sbout 10. G¢ in the
pelymer. lhe polymer prepd. from PhSi(OH)5 (abova) was frsetionslly
pptde; thé_richast fraction contalned 14.28. Co, 4.47 -1 and 154 Si.
Ramoval of the sclvert in vacve from these profucts reculteé in @

loss ot org. solye.
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. oly-(aluminophenylsiloxanes) = infusible but soluble polymers.

Ko A. snadrianov, AJA.Zhdanov end B.Z.Asnovich (Inst. Hetero-org. Compds.
and K11 Union Eleoctrotechn. Inst., Moscow). Izvest. Akad. Nauk S.CeBeRoe,
Otdel. Khim. Nauk 1959, 1760-6, Cf. Doklady Akad. Neuk USSR 102, 85(19 5]j.
Addn. of FhS1Cl, to B0 at 20-5° gave a layer of orude poly-(phenylsil-
oxane), which ( 25.8 g.) was trsated with 8 g. 20% aq. NaOH and heatsad
to 70.5° while 16.63 g. 20% aq. Alg(S()‘)3 was being. added in the press .e

of an unspecified org. solvent; the mixt. was stirred 2 hrs. at 75° and

‘the sepd. and washed org. layer was evapd. leaving a residue of polymeric

produet corresponding to repeating ﬁnits-or 624522814x108_5. A similar
product was obtained by addn, of 40 g. Ph51015 to 28.7 g« 20% NaOH and
12,5 g. 10% aq. Al,(80,)s in the b:CGQneo of an org. solvent. The product
evidently contains 4 Si units per 1 Al unit, with approximately 2 HO
groups (on Si atoms) per repcating unit. Fraotional pptn. of the product
trom40014 with petr. ether gave fractions ranging in mol. wt. from

5990 fo 11800, A similar materlal was prepd. from EtSiClg and corrospo{

ded to repeating units C10B,7S15410, o The Ph deriv. was sol. in MeFh,

10

" EtOH, Me,CC and PhCl. On beirng heated to 200-800°C, the product became

less and leszs s0l. in org. solvents. However the polymer does not meslt
even at 500°C, Evidently heating converts it to a tridimensional product
with oxtcnsivo orosslinking, The Bt deriv. could not be pressed into

a mold at 210O as it rcmaincd e friabie powder. This polymer preservad
its org. soly. after being heated to 200° for several hrs. but the S01lY.
is lost rapidly after that period eapecialiy at stilllhighor temps.

The polymers, prior to beling hdatod, are sol., in many common org. solv .t

and evidently are constituted on ths basis of a complex cyclic struot ’
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Synthesis of organosilicon com, .ds containing the methacrylyl Broupe
KeAeandrianov and A.K.,Dabegova (Inst. Hetero-org. Compds., Moscow).
Izvest, Akad. Nauk S.S.S.R., Otdel. Khim. Nauk 1959, 1767-71.
of. this J. 1957, 459,
Heating in a rotating autooclave a mtxt,\ot 38.1 g CICH201H320Etl 45.5 e
0101051MB(03t) 45 g ClCH iMca
C1CH Si(OBu)5 ) with 37.2 5. CH,:CMeCO,K, 5 g. powd. Cu and 0.3 g hydro-
quinone 3.5 hrs, at 180° gave the fbllowing products: sz:cubCOZCHZSiubz-
a,, 0.9¢21, gso 1.4300; CK,:CMaCO,CH,S1Me (OEt) 5, b 97-FO,

OBu, B9.6 g. Olcxzsiuh(OBu)z or 74, g .

2 _ 2
0.9753, 1.,4260; CH,:CMeCO,CH,SiMe OBu, by 86-7°, 0.,9263, 1.4320; CH,:Clle~

C0,CH,S1Me (0Bu) 5, by 126-7°, 0.9458, 1.4345; CH,:CMaCO,CH,_51(0Bu),, by
144-45°, 0.9610, 1.4370, The reaction.may be also run at atm. pressure

at forlux for 2 hras., the yields being about 30%. To 12,1 g. I and 4.4 g.
(Ac0S1iMe,),0 there was added with cooling 5% by wt. of Et080,H contg.

3% nao and the mixt. was kept 2 days; the sepd. org. layer was neutral’ze
with NaHCO, and distd. yielding 25-3%% cnazcnbc0205281nb2(osixbz)zcazozc-
Me{CH,, b, 147-8°, 0.9862, 1,4390. Similarly were prepd.: Me,Si081Me(0-
SiMa,)CH ozccub:caz, b, 9019, 0.9170, 1.4150; CH,:CMeCO,ON, SiMe (051K~
OK 0 OOHD.CH » Do 162-3° N 0.9953, 1.,4360; and Cl GNbCOz Siﬂl (081!!2)
GHBOZCCHB.GHR. by 177=8° s O 9941, 1.,4330. Rofluxing 101.5 g. 1 2=4%chl ur«
tetramethyldisiloxane or 135.5 g+ 1l,3~dlchlorohexamethyltrisiloxane wi*h
112 g, Aozo gave, a distillate of AoCl and resp. 1,2~d1acotoxytetraﬁ«thy1'
disiquanc, b23194-8°, and 1 3-d1acetoxyhcxamothyltrisiloxane. bgo 14L-2
in 60-75% ylelds. These were: AcOSiMe OSiMh OAo. b. 189° s 1.0232, 1. 4010

and AcOSiMs (031n.3) OAe, b. 212°, 1‘0131 1. 4030.
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Chloromcthylatioh reaction of arylaliphaticdisiloxanes. Synthesis‘of
chlondmethylbenzyldimethyichlorosilane and its derivatives,

K. A. Andrianov, A, A, dhdenov and V., A, Odinets. Dcklady Akad, XNauk 5,S,
. R. 130, 75-8 (1960).

cf. Zhur, Obshchei Khim. 29, 1499 (1959),

Stirring 55.5 g. PhCH251M0201 with 10 = paraformaldehydo and 100 ml,
concd. HC) 4-5 hrs. at 60° while dry HCl was heing passed into the mixt.
gave an upper laynr contr, the chloromethvlated material. This crude
substance treated with‘ice-anﬁ Etgo gave 6C g, 1iquid product contg.
(31cnzéén4cwzi81ycz)zgf)rhié (60 r.) and 24 g. NH,Cl was treatad with

6C g. ccned, M0, with ice cooling 15-20 min. and the liq. layer gave

é
on distn. 20 g. CICH2C6H4CH28iF02C1, bs 1330, d,n 11139, ngo 1.5234.
This with 1,0 rave pure I, bS 232°, 1.0917, 1.5275. kher the chléromqth-
yiatiun wvas attenpiael in the nresence of ZnClz, the réaction nixt, gave
only a viscous nndis:illihle polvsitoxane, evidently (ObiM92052C6H4CH2-
CoH CH,SiMa,) o T hoatnd 10 hrs. at 120° wi€h KOAc-acOH gave (AcOCH, CH -
CuzhiMéZ)EO, bS 268-700, 1.0622, 11,5130, which hydrolyzed with itOH-XOH
in 1L hr. to a product which showad signs of partial reaction or decompn.
during ahteuptad distn;, leaving a residﬁe of appafently MeQSi(OSiMezcﬂz-
CgH |

46112()}{)2.
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Vinyloxysilanes.

e N Nesmsyanov, I. 7. Lutsanko and V. A. 3ratgsav (M.V.Lononosov Ttate
Univ.,Moscow), Doklady Akad.Nauk s.s.s.n..lza, 531=4(1359).

To 32 8. Hg(CHZCH)Z'in 70 ml, isopentana thsre was added 1l g. MessiCl

in 20 al. isopentane and aftar rafluxing 2 hrs. the filterad mixt. seve

0 20
D
89 Et uiOCH CHB' bsp 53-4° s 144275, 0,8305; 77 ClC‘IZSiELGZOCH:CHS, b42

73-3.5%, 1.4646, 1.1515;

720 e S10CH:CHp, e 74-5 1.3835, dzo 0.7720, ~imllarly wers orepd.

54=5°, 1.4329, 0.9796; 86% (ClCHz) £1Me0CH:CH,,, bl4
6450 Megsi(OCH‘CHz) t. 108.5-9°, 1 4052, 0.87953 73 Tt,Li(0CN:CH,),,

L 69-70°, 1.4246, 0.8890; 82% MePhsi(OCH: CHg) 5, bl 5 65- 6°, 1.4940,
C.9959; K& 81y ClCHzﬂiMe(OCH:CHg)B 56

o] )
w051 (0CH:CH ) 5, D30 50-17, 1.4133, 0.8457; 73k EtSi(OCH:CHZ)s, b, 69-70°,

72.5-30, 1.4388, 1.0457; 71%

1.4225, 0.9503; 70j% FhSi(OCH:CH,) 5 o, 79-60°, 1,4826, 1.0385; 72%
01(005.032)4. by s 53-3°, 1.4146, o 9949, To 135 g. CngGH ac in Cgt, there
was added 322 g. pyridins apd 17 g. Sivl4 ln.cﬁ“s’,““er 1.5 hrs. reflvxing
the filtered mixt. gave 49%» S1(0CMe:CH,),, by 76°, 1.4320, 0.9722.
similarly were obtzined: 58% £t,310CHe :CH,, Dby 65-6°, 1.4290, 1.8365(77?);
63 Bt S10CEs : Ce, b 55-6°, 1,4432, 0.8497; 4Jv Bt ,,3100Ph: O, b3}106-7°,

1,5089, 0.9466; 87% (EtO)ﬁSiOCH.uHQ, bsg 7g-7° ’ 1.3905, 0.9493,
5 o]
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Feactivity of a-, f~ and v-ohlordalkylsilane'chlorides in the Friedel-Crafts
reaction, .

B. A, Chernyshev and M, E. Dolgaya (Inst. Org. Chem., dAcad. Sci., Moscow),
Zhur, Obshchei Khim. 2¢, 1850-3 (1959). cf. 28, 2829(1958).

Detr. of the rates of Hdl evoluﬁion iﬁ a Friedel-Crafts reaction of various
chloroalkylsilane chlorides and C6H6 gave the following reaction rate
constants at 30%: C1,S1CH,C1 2.36X10™% mole/min. C1,54CH,CH,CL 4.28Y1073;
C1,54(CH,) ,C1 5.48X1073; MeSLCL,CH,CL 3.67X1074; MeS4C1,(CH,),C1 4.47X1072;
ReSiCl,(CH,) ,C1 4.17X107%; MeS1C1,(Cl,) ,C1 6.72X107%; C1,S1CHMeC1 2.39%1074;
E£54C1,CHMaCL -2.96X10™4, Reaction of CL,54(CH,) ,C1 with PhCL had the rate
constant of 1.67X10™3 and with MePh 5.95X1079. |

Approved For Release 2009/08/04 : CIA-RDP80T00246A010400010002-3



T Aoproved ForRelesse 200006106 CIARDPEOTOO2GACION000002S
Srnthenls erd traﬁsfarmnbicna of unsaturated orcanocsilicon compoundé;\
its .yntresls of sllicorrirccarhons of vinylacatylane saerigs.

I. 4. shikilev, .l F. Jrostekovsiiii ené L. A, Xayutenko ( Inst. Org.Chem.,
leaws dei., n0scou). Zhur. Ohshehel Knin. 239, 2137-9 (1959), cf. Noklady

- Akad, Tauk “SSR 109, 344(1956).
lenting 15 Ee bis—(l,l—d1nathy1—3~propyneél-ol)~ethylsilane with 13.6 g.

TGO, 1 the prcsence of hydrosulnons to 659 gave aftar distn. an unstated

4
o [
7 iclid of (Cﬂ;:CH@C?C)?UiHEt, b 76-7 , nfo 1.5010, 4_ . 0.8518, “imilarly
Z (9 4: v 20
tore irepl.: (CF,:C!eCiC) SiMa,, b, 75-5.5°, 1.5000, 0.8475; (CH,:CMe-

¢1C),01Rt , by 1057, 1.5087, 0.8594; (CH,:CHeCIC) S1Met, b, 07-8,
) -
1.500G, €.8585; (CH,:CilsCiC) Uide¥r, by, 113%, 1.4090, 0.3555. These
~ [

hydrogenoted to ths satd. unalogs dver Renaey I'1 in JQOH.
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Orgenomegnesium synthasis of % andf3—trimethylsilylacrylic‘acids and
vinyl derivetivas of siliccn, gerzaniuw zné bin. '
V. ¥, tlircnov, a. D. Cetrev and v, U, iaksinova (N.D.Zelinskii Inst.Org.
Chan,, Mossow). Izvest. 'kad. Noak 3.lededs, Otdsle Ehim. Nauk 195¢,
1954 =50,
The Normant method was used to prenvre tiha fclleowing substances. RzX
from 1) g. Y ard 50 g, GH?:LFBr, ectiveted by a littls Pxlr, irn tetrahydre
ofuren, vee trested with Bt 5nCl, §leldiug 60% £t, SuCI:CE_, b. 174-5°'
n5Y 1.4780, 4,

20
1. 4575 1.0193; 225 B4S1H(CH:CH,),, b. 93-4,3°, 1.4305, 0.7554; zt2s1-

1,2133, 33 milarly was prend. 55 Bt Ce{CH CH, ), b 451490 .89

(CHICH, ),y by, 133.3°%, 1.4435, 0,7911; lePhS1(CH:CHy) 5, bli 93,5-4,5°,

2 746
1.5185, 0.9069; t&Wt5L(CH:CH,)s, bpyg 111°, 1.4295, 0.7623; “1aS1(CH:CHy)up

J

bygy 101.9°, 1.4405, 0.7692; Et51(CH:CH,),, by, s 135.6°, 1.2525, 0.7930;
:‘Jtzpn(CH:CHz)a, bl;:es 168.5 , 1.,4880, 1,.,2556, Addn, of Brz to T'Ief.iCl?Cff:CHZ
vhu3dr lacendescent lanp with ccoling gave 94:- ﬂeLiClacﬂﬁrCHaﬁr, b4 101°,
1.5335, 1.9221. Sinllarly was prepd. 90% @tTiC1,CHS:CHgir, D759 240°, by,
l&&o, 1.5320, 1.8227, Uistn. of BrCH't,C}?B::'‘?iCIL,«3 from ~vinnline or FhNEtz
. c

5uvd O9x CHp:CLrSiCl , by,q 14545, 1.4928, 1.7151, Siailarly wes prepd.
s : - > oy I L ] * \ .

£09y Deg 135°, 1,4370, 1,4458. MeMgI and CHy:C3ruiCly geve 74% CH,:CBr=
Uisg, Dy 47-8%, b, 124°, 1.4580, 1.1562 (Reman spactrum shown). BtieBr
uicilarly gave 0y thbiCBr:CHﬂ. bh¢ 920, 1.4770, 1.12?3. Heeting 573 g
rxdauh ZiC0lg with 1 g, AlCl3 gave 23,7% Rrlr: Kbi"ln, be 155-60, 1,5030,

S 1.720%,. "This with .ue.gol guve 42% BrCH:CHSiﬂa3, b42 5a y 144575, 1,1628(Ba=

mer fpectrum chown)e This with slg in tetrahydrofuran gave the RVzBr which

itk weﬁbiCl &£0Ve only xbsdiCH quiMb". Carbonation of the above RligBr

Sseve o4y 593610(:032)00 iy Yyg 97-105°, m. 50°. ‘imilarly was prepd.

467 18z A0 10000, By 118°%, 050 1.4500, m. 25-5.5%.
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Reaction of tetrualkyldihydrosilemares with difunctionel unsaturated

-

compounds . e
V. V. Korshek, i+ He Polyékova, V. 4, Vdovin, V. F. Mironov and A. 2. FPetrov.
(Inst. Hetero-org. Compds., 'Cscow). Doklady akad. Nauk S.S.0.Re 123, 9603
(1959), of. Izvest. Akad. Huuk 3358, otd.kh.neuk, 1929, No.1l2, no pp given.
Tt weg shown that dihydrpﬁilOXanes add to organometallic coupds. with 2
ursatd, radiczls and yizld polymeric producté. Unsatd. Si and Ge Qompds.
raact satisfactorily, while those ¢f 3n 4o not react and those of Pb undergo
aldacompn. with loss of Pb. Treatuent of.MeSiHClz with BtligCl gave 67%
MeTLGIHCL, b, 85-96°, which treated with H,0-7t.0 gave 08.50% O(SiHMeTt)p,

§° 1.3980, d,, 0.7935. Similarly-wes rrepd. 6% Sisi¥dicicy

bt 55 1HCL,b. 98,5-101.5°, ngo 1,4154, which gave 75-92% O(SiHEta)z, b. 172-3°,

t. 125.5-6°, n

1.4160, 0,8159, EtMgBreznd(EtSiHClz gave Bt 6iH end C{SiHEt,_) after an
0 < -~
o
aq, treatment, Limilarly was prapd. O(&iMeQH)z, b. 7C-1 , 1,37CC, C.7872.
Ths dlhydrosilanes above were shaken in sealed ampule with: Etpsi(CH:CHa)z

“hueti(CH:CH,),, EtzGe(CH:CHB)z. anae(CchH:CHg)a. Mt381(0330H:CHz)2,

2)2
ife Si(OCHqCH.CH ), Bt Si(OCH CH:CHZ)z or Mezsi(CHQGH:CHB)Z, ir the presence
of 0,01 g« per C.1l2 mole of H FtCl6 catalyst; the reacﬁions wera then
corplated by 6 hrs, at 120 e All the listed monomer combinations yielded

. appropriats polymsric jroducts, the analyses of which are recortsed,

i
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Synthesis of &,w=-bis-(cyanoalkyl)~tetra-alkyldisiloxanes.

il

A. D, Petrov, YV, M, Vdovin and R, Sultanov (N,D. Zelin-kii Inst. Org. Chen.,
Moacow), Doklady Akad. Nauk S, S R, 128, 1204- (1959).-cf. this j. 100,
711 (1955), |

Stirring 19.3 g. NC(CHz)381MeBtCI with 25 ml, H,0 5 hrs, gave after extn.,
with Et;0 10.3 g. (NC(CHy),SiMeEt) 0, by 195-7° by 193° (redistd.), n2°
1.4513, d,5 0.9377. This was also formed from lC(CHZ)BSiEtCIz‘and MeMgCl,

followed by treatment with Hy0. Similarly were prepd.: NC(CH S1BtCl,,

)
2’3
by 992, 1.4625, 1.1295; NC(CH2)351MeBtC1, b4 121°, 1. 45%5, 0.9895; NC(CB 3~
]
SiBtMe,, b, 66°, 1.4363, 0.8377; NC(CHZ)ZO(Cﬂz)ssiMbEtCI, b, 123°, 1.4555,
1.0098; (uccnzcnzsiztz)zo, by 175°%, 1.4605, 0.9470; (uccnzcnzcnzsinoz)zo, o
¢ ]
b, 161-27, 1.4441, 0.9344; (NCCH,CH,CH,SiBt,),0, by.s 193%, 1.4593, 0.9413;
(NCCH,CH,0Cl,CH,CH,54MoBt ) ,0, undistillable, 1.4552, 0.9741. Stirring I
with concd. HC1l finally at 40-90° gave (HO 2CCH,CH,OCH ,CH,CH, SiMeEt ) ,0, an
oil, To 160 g. NCCHICHz, 90 g. PhNEt, mixt. there was added over 8 hrs,
410 g. H5iCl, at reflux, and after 32 hrs. further refluxing there was
ohtained some C1,51CH,CH,CN, b, ?6-8°. m. 26-30°, sepd. #rom PhNEt, by

freezing-out,
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Addition of hydrosilanes to dimethylvinylethynylcarbinol and the product

of its Oyanoethylation.
A. D, Petrov and S, I. Sadykh-Zade (N.D.Zelinskii Inst. Org. Chem., Moscow),
Doklady Akdd. Nauk S8,5.8.R. 129, 582-7 (1959). . cf. this j. 112,662(1957).‘

Addn. of 33 g. Et.381H to 55 g. 032=C1103CCM3203 and 0.5 m1. 0.1 N ﬂchCl.é

(1)
and heating the mixt. to 170° gave 62% CH, 1CHC(51Bt ) 1CHCMe ,0H, b, 85-5.5°,

n3? 1.4861, d,; 0.8873. Similarly NCCH,CH,0CMe,CICCHICH, and BeSLHCL, reacted
iq 180-PrOH in the presence of Hth016 at 90° ( very exothermic) and gave
p@% NccnzanOCM§2CH:c(sxacc1z)cu:cxz, by 150-1%, 1,4865, 1.0846. Similarly '
Jﬁgs prepd. CHz=CHC(Siab3):CHCM320CH CH,CN, 75%, b3 1589, 1,4840, 0.9196;

/§4% cazzcuc(sinac12)scncmazocnzcuzcn by 146-8%; 90% 2-mechy1-4-(triethy1;

v/ﬁs}lyl)-l,3,5—hexatriene, b, 91°, 1.4920, 0.8759, was obtainod by treating

- ' : ——
I with KHSO,. . X e
c 4 ' J

/ ' —_—

i

za‘éﬁe¢\
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by "10-21%5 32,49 Gi-Ph aratog, By 268-70%; 43.4% MePhsd (CN,0H,CH,T1C1

Approved For Release 2009/08/04 : CIA- RDP8OT00246A010400010002 3
Additior of trichlorsosilane to dialkyl(phenyl, chloro)-diallyl.;ilanes
in the presence of HZPt016.6HZO.
Lo Ve Tupchiiov, x.‘s. Nametkin and &, G, Duprgar'ran, Delilady clad, Nauk
5.5.5.K, 130, 105-8 (1960). cf. Sommor et al. JACS 69, 188(1.947).
ithe following silanes were prepd. by addn, of H51013 to various diallyle

siianes in the presence of 1 ml, catalyst comnosed of M so1ln. of H,Pt016.-

OH,0 ir isc-PrOl with heating 10 hrs. at 509 and 2 hrs. at S0os 28.5%

CHz:CHCHZSiHoch?CH,CHoﬁicl2, bﬁ 115-8%; 20% cqzscncnqﬁintq(cu )351013,

by L ‘°4-6°- 2975 CH,1ClCH,"iPr, (CH,) ,84C1 167-0%; 26,85 ¢l t, :CICH -

L3s By

51Bu2(bﬂz)1b1813, b 186=9°; 17.6% CH, $CICI,SiPh (CH3)331013,

17.8# CI, :CUCH, "iMe”h(Cﬂ );3iC1,, b 180-?°, 8,37 €Ity 1CHCIL,E4CL ) (CH,) ) 64

b, 222-4%;

L13, b4 153-62; Mezgi(cnzuHZCHZSiclg)z, 27.95, bﬁB 163-5%; 324 Ltzhi(cnz-

CH?CHZhiclz)z, b 176-8%; 32,65 ¢i-Pr analog, bj 103-5%3 344 di-du analog,

)2

be 217-2";5 67.3% *1 84 (CIL, o

‘ SCI,E361,) 5 b, 2102,

~ Approved For Release 2009/08/04 : CIA-RDP80T00246A010400010002-3



Approved For Release 2009/08/04 | CbBEf’EO‘T(‘)_0246AO10400010002 3
Synthesis of orgianosilicon mononers from methylchlorosilanae,
V. A. Ponomarenko, G, V, Odabashyan and A. D, Petrov (N.D,2elinskii Inst,
Org. Chen., Moscow). Doklady aAkad. Nauk veZe8.R. 130, 333~5 (1960). cf.
126, 1009 (195¢6),
Slow distn, through a column of 200 g. MeSiH012 and 14 g. activated di-

methylcvanamide gave MaSiHZCI, b745 8-9°, iﬁﬁ which was added to appropriate

 unsatd, conpds/ conQenLionatly in the presance of Pbclé. EtSiH Cl was

employed similarly. The followimg products are listed: MeEtSiHC1, heEt251C1,
MePrS4iHCL, Me(CF cn CH )S*H61, Me(CP CHZCHZ)ZSiCI, MeBtSiClCHzCH CF3,
MeEtSiClCHZCH 84CilleEt and MePhSiClCH CH,54C1MePh, The yiolds wore 18-69%,

- Passage of Mebiﬂgl and "hCl thpough a hot tube at 635-45° fave a range of

products from which was isolated 16 5% MePhhiHCl, 240 176°, d,y 1.0540,
DO 145171, Thie was similarly added to various unrsatd. compds, Massape of
MeSiH,Cl and CH,:CHC1 through a tubb at 550-600° gave 11.5% Me(CH o *CH)SiHCL,
bggy 60.5%, 0.9125, 1, 4140, Also lzsted @2re: MePhSiHCl, b 746 ~76°, 1.0540,
1.5171; MePhSiClz, by 40 197°, 1.1814, 1 3194; Me (CF ,CH,,CH )SiHCl,. bose 9645%
1.1565, 1,3651; M (CP3CH,CH,)B8iC1, be 45.5-7°, 1.2701, 1.3699f Makk MeEtSi-
° ‘ i« .
(cnzcnzcrs)c1, bssg 1407, 1.1044, 1.387@3 MeEt S1C1CH,CH,SiClMeEL, by o 100.5-
1.5% 0.9981, 1.4580; MePhC151CH,CH,81C1MePh, by 207-9°, m. 59-60°,.

”
Y4
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ﬁe;ction of tetraealkvldihvdrodisiloxunes with difunctional unsaturatad

2O OUNG 3,

.« e TOlvalkovea anG N. a. Chunaevskii, Doklady akad. heuk o... .2, 130, 1037~
4C '1.960).

Trfra-red srsctra.are shown for the reaction products or (Rasiﬁ)gO with
vrcetd, difurcticnal compds. centersd on S1 or Ge atoms and contg. 2 vinyl
srowes (ef. this §, 128, 930(1959) for the .repn.). Spsctra are also shown
for the follo . inz monomers: (MdBSiH)zo, (Me$t5iH) 50, (EtzmiH)qO, \@Phs i-
(GU:CHB)z,~?tz;i(CF:CH3)2, TL‘thi(CI-I:Cﬂz)',3 and GHB:CHCHZCHBCHzéﬁg. The
l,olyr;lric nrocducts from xxix the selscted wmenomer vairs féil to‘ds:how anvy
ragidurl oisH irecguencias in their spactra, after rsrpptn. from .2tJH,

Tha 71-1 bend frecuency do3s cppear in spectra of rroducts lfornad from sxcess
diziloxarne corychsnt veoeting witl the divinyl deriv. as it (does in the
tolymer formed frowm the reaction with 2,5~hexadiens. Ziallvlic derivs,

t1nd to rroduce urcducte with rassldual vinyl or C:C bonding. Tt ic sugsssted
that the cdivinyl monbmers riecting with equinmoler smounts of ths disilozanss
vileld prodiuets which are pronubly cyclic in natuce, while the diallylic

monomers tend to yield linear products,.

)
LAY
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Organic compounds of boron,
B. M, Mighailov. Uspekhi Khim, 28, 1450-87 (1959).
A reviews covering the synthesis and the general properties of organo-

boron oomyds} with 176 references through 1958,
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Orgencboron compounds. XXXIV. Alkvliphenylboron chlorides.
B. bi. Mikhailov eand P. M. Aronovieh (Inst. Org. Chem., Acad. Sci., Moscow).
Zhur., Obshchei Khim. 29, 1254-7 (1959). of. Izvest. Akad. Nauk SSSR, Otdel.

Khin. Neuk 1959, 546.

Treataent of 127 ml. (180-Bu0) th,in Bt,0 at _70° over 3-4 hrs. with
MeMgBr from 13.4 g. Mg, stirring 4-5 hrs, and setting the mixt. aside at
-'70o cvornight gavae after treatment with aq. HC1 71% 1so-Bu03NbPh, b? 88-

nD 1.4362, 4,, 0.8940. Similar resction with BtLi gave 68.5% 180-Bu0-
thPh, b6 95-6 s 1l.4828, 0, 8925 which on prolonged heating to 100° under-
goes digproportionetion. Shaking 130-BuOERPh with 36% HOl resulted in a
homogeneous soln. in l-2 days which yielded ROH on d istn. along with somé
unreacted ester. Treatment of 0,2 mole iso-BuOBRPh with 37.5 g. Pcl at
60-70° 10-15 min. gave: 61% PhMEBC1, b,, 68-9°, d, 1.0440; 85.3% PuEtEC1,
by 85-6°, 1.0328; 76.4% PhPrBCl, by 83-4°, 1.0274; 82.5% PhBuBCl, b, 90-1°
0.9966. |
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Organoboron compounds. XXXV, Alkylphenylboronic aclds and their anhydrides.

B, M. Mikhailov end F. i, Arcnovich (Inste. Orge Chems, Acad. S5eie,H0SCOW) e

‘Zhur. Obshchei Xhim., 29, 1257-62 (1959). of. 29, 1254 (1959) «

Addn. of 0.1 mole FhRBC1 in 1 vol. ztzo to 16.5 mle 20% KaOH withL ice cool-
ing, shaking end extn, of the aq. layer with Et,C, gave after washing the
combinsd orgs layers with ﬁaO‘ drying and evapg. in vacuo the following
liquid and very easily oxidizeble FuRBCH: (R slown) Me, 85k, ngo 1.5202
d,q 0.97293 Bt, 78, 5%y }.5102 (at 24 ®y, 0.9514 (at 24 ®); Pr, 82.4%, 1.50%0,
0.9429; Bu, 90%, 1.4987, 0.950, Distn. of these in vacuc gave (PhRB) 0:

Me, b8 15’7-8 s Lo 5“.0, C.96663 Et, b5 luo-p s L5419 ( at £40), 0. 9526 ( at
24°)' Pr, b 156-8 , 1.5343, 0,9575; the Du member gave & rangs of products
with by =z 110-65 and left & residue of phenylboronic anhydrido. Sheking

1 g (PhEtB)ao with 3 ml. ut O and 1 ml. H 0 1 hr. gave on evapn. of the

"BYZe layer a liguid residue of ThEBtLCOH, qD 1.,5130,. If the hydrolysis 31s

OR)2

“pun with 20, NaOH, the &q. layer yieldes 96% thtzﬂﬁa, neadles ( from Ms, bO)

(OR)p
which are very hygrcscopic. uimilarly wos prepd. 89% PhPrBﬁHa. needlss.

MgPhBCl anG HZO-EL C mixed with iceecooling gave after svapn. a mixture of
msthylboronic and methylphenylboronic acilds. ThEtBC1 similarly gove mainly
ethylboronlc epid, while +hirBCl gave mixed propylphen"lboronio and “ronyl-

" boronic acidse .PhBuBCl gave some butylboronic acid. Keeping PhatbBOH in

oonecd . HCl-lt 0 ( exothermic reaction on mixing ) gave after 1 day some
C H and ethylboronic acidy the gamns ester kept in Et O-KCI 3 days showed
no chango. Evidantly hydrolysis of PhRBC1 is accomplished through fnitial

compléx forwation of HzO at the 3 atom, followed by loss of c n
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Organoboron eonyounds. XXXVI. Synthesis of hexa~substituted borazole
from esters of arylchloroboronic acids.

B, ¥4, Mikhailov eand T, V. Kostroma (Inst. Org. Chem., Aéad; Sci., Moscow)
Zhur. Obshohel Khim, "9, 1477-83 (1959). of. Izvest.Akad.Neuk SSSR 1957,
1125, . | | |

Heating esters of arylethylaminoboronic acids to 300° converts them to

. borazoles and esters of arylboronic acids. To 14.3 g. o-MeC B nclocnz

CHMs, in 20 ml. Et,O dhere was added at -30° 8.75 ml. EtNH, u £t 0

and artcr 0.5 hr, at -30° and 1 hr. at room temp., the mixt. was
riltorod and rapidly dlstd. ylelding 84% o-MeCgH B(chzcﬂni )NEEt,

by 95-5 ’ nD 1.4847, dgq 0.9042. This heated to 260° doas not form a
borazole, being different in this respect from the other esters below.
Similarly was prepd. 59.4% p-MQC H B(OCH CEMh )NHEtI)b 110-12° s 1le4891,
0.9059; 52.4% 1-G4 gl B(OCHévHM‘z)RHEt L 168-5° , 1.5470, 0.9750, I

( 9.8 g.) heated 1 hr. at 260° s COOled and extd. with 1aopontano gave

a ppt. of 1.2 g. .‘,B—tri-p-tolyl-R,N,thriethylborazole, m. 228-5°,
The filtrate gave 5.64 g. mixed p® starting ester and p-MhCBHEB(OCHE-
CHsz)Z. To 19.65 g. PhBClOCHZCHMlz in 20 ml. £t,0 there was added 18,62
g. FPhNH, in Etzo and stirred 1 hr.; after riltration there was isolated
7e5 Zoe PhB(OGEgCHMba)z, by 146~50°, souwe Ihhﬂé. and 30% ﬁoxaphcnyl-
borazole, m. 580-5°, isclated after distu. of the abovse ester. Similarly
p-MeCqH BCLOCHZCHYUS, and EhNE, gave p-lisC,H,B(OCH,CHMeg),, byo 148-50°
and 39% H,B,B8-tri-p-tolyl-N,N,N-triphenyiborazols, m. 282-4° ( from
0636-1sopentana). Heating 2.1 g. PhB(NHIt) with 0,2 ml. iso-BuON

2 hrs. at a70 gavo xtNH nnd 85.2% B,B Bwtriphonylvu,n y,N-tristhyl-
borazole, m, ~O5o9 o Treatment of 19.6 g. :hBClOCHéCHH.z in ltgo with
18.62 g. ThNH, 1 br., filtretlon and high vacuum distr. gave 76.9%
Fh3(CCH,CHep) 5 and 79.4% PhB(NHPh),, by o5 178-80°, m. 84-6°, Similarly
p-MeC6H4BOlOCHzCHMb2 gave 85,9% paMCCGH‘B(OCHBCHIta)z and 83,6% p-Me~
CeH B(NHPL) 5, by 04 165-5°, m. 170-2%. The latter distd. at ca. 4000

gave FhNH; and 33.86 B,B,B-triep-tolyl-N,N,N-triphenylborazole,m.86z-4°,
Approved For Release 2009/08/04 : CIA-RDP80T00246A010400010002-3
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Organohoron acmpounds, XXXVII, Synthesis of B-triarylborazoles from
arylboron dichlorides.

B; M, Mikhailov, A. N, Blokhina and T. V. Kbstroﬁa (Inst, Org. Chenm,,
Acad. Sci., Moscow). Zhur. Obshchei Khnim, 29, 1483-6 (1959). of. prec. .
abstr. '

The rollowing rcactions wers run under N,. To 70 g. PhB(OBu) there was
added 62 g. P015 80 as to maintain the temp. at 70-80° with Wator cooling
and after the reaction had subsided the remaining 62 g. P015 was added at
once and the mixt., stirred 1 hr. on a steam bath, Distn. gave 60% Phnclé,
by, 87-9°. Similarly ;%@‘B(omzcmuz)z gve 504 p-ieCeE BC1,, b, 91-4°,
n. 25-7°, Similerly was prepd. 66.% pe3rC H,BCL,, by 114-4.5°, m. 36-8°,

Passage of NH, 0.5 hr, into 4.3 g. p-MeC 343612 in 50 ml. 0636, was

3 6
followed by addn, of NHs over 1 hr, on a steam bath; thne mixt. was
centrifugid; evapd. and trcatcd wiﬁh isopentane yielding 64.3% n.ﬁ.n_
triepetolylborazols, m, 189-90° ( tvom 06H6—1sopontane) 8imilarly was
propd. 66.5% R,B,B=~tr!-p-tronopkenylborezole, u. 923" , and 91, 3%
ByB,B=tri=p=chlorophenylborazole, m. 269-70°, Treatment of 2.7 Se PhBCl8

in lt20 at «10° with EtsN gave a ppt. of PhBleoltgl, . 80=49,
. (43 .
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6r;anoboron compounds, XXXVI., Unsymmetric diarylboronic acids and their
derivativeas, |
3. M, Mikhailov and N. 5, Fedotov (Inst, Urg. Chem,, Acad, Sci., Moscow),
S1dare Ubshdx‘ei Khim. 29, 2244-8 (1050), ef. Izvest.ikad,Nauk SSER, Otdél.
Rhin, Hawk 1058, 419,
all reactions below were run under NE. keaction of 0,4 rmol~. 1-010M7M33r and
at =60" rave after treatnant with A1, HCI

1.009, n2® 1,507; passage of NI

33.3 ge Pha(ucu CiiMe, s, in 3,0

[ ! 0

30k l—C“) 7JSPh0C!i silie. o9 b8 237=3", 420 ] in

m—.zo suln. of this gave the Nl!3 adauct, n. 90-22 (in scaled tnbe). Simil L anly
: : . (1)

was p!’epd. 41% (P-Mec()lid)BPhOCH CH}‘iez, bl s 1?6-86’ 0'()7')'(0. }..5552; '\2“3

adduct, w. 87-9%, Treatment of I with 100% excess H, ,NCH,CH OH gave 87,3%

(p-MeC6H4)BI‘hOCH?‘CHzNK‘?, m. 163-5°. PhB(OCH mme)_)z and 1)-Br'C6114Mg» 3r rave
33% (p=BrCgH, ) BPLOCH,CRMa,, b, 152-3°, 1.9195, 1, 5773. Treatnont of 13} g.A
with 9.4 g. T‘CI'_S with hesting to 50-60° p;ave 76.,3% 1-C, DH7'3PM §_:,[It))4
n. 87-90°, Similarly was prepd. 50% r—“866“4WPhC1, bg 142-.°, dpg 1e5783,

lt()'-l »

Trcating‘ I in uczo with .N NaCH with ice couling gave after evapn. and
treatnent, with iscperntane Qt -40° 4 low viclida of 1-f10’7 3PhOH, m. 57-9°,
Similarly was prepd. p-M306H4BPhGﬂ,.an oii, which on standing traunsfcrmed
into 88% (PhBO)s, m. 212-4“, p-Macélldl}PhCI forms an equimolar adduct with
dioxane, m. 72~6°. Similar adduct forncd with thucl, m. 80-5°%, and with

‘1-C101i7)2u(4l., . 93-6° » and with J.—Llo 7.31’11&;., w. 90-1%, Thoze ure not

stable in sterage, |

Approved For Release 2009/08/04 : CIA-RDP80T00246A010400010002-3



(RS T O NP

Approved For Release 2009/08/04 CIA- RDP8OT00246A010400010002 3

« v

‘Organohorun compounds, XXXVII. Lithium salts of diarylboronic acids

and their comnplex compounds with dioxane.

B, M, Fikhailov and V., A, Vaver (Inst. Urg. Chem., Acad. Sci., Moscow),
Zmmp. Chshehei Khim. 29, 2248-53 (1959). cf. preced.ahstr,

PNiarylboronic acids 'ma;:t'. like protonic acids in noraqueocus media, All
the reactions below were run under Nz. Addn. of 0,018 mole BuLi soln, to
5 ¢, (‘-L10W7) HUH in dry CH 6 gave in 10 hrs. a crystn, ppt. of its Li
salt., Fimilarly (p-MeC6H4) BDH and p-MeCGH4Li gave the Li of the former
acid, a crystn. solid, !cnaxtngxcictnxhnninncntthxGsﬂgc-oinxcnfxaubtcgox:
acpphennfinnteni (8~M906H4)230H with Buli in hexane-C(H. gave a ppt. of
mixed (o-Mecﬁud)zﬂBuOH.Li and its cleavage products (o-M066H4)2g21 and
(o—MeC6H4)BBu0Li. This mixt, ﬁieat3d<w1th dioxane in Btzo gave on evapn.
of the org, layer and treatment with isopentane in the cold a ppt. of
(0-MoCglt, ) ,BOLL. 0(CH,CH, ) 10, which also formed from (o=MeUgH,),3CH and

o-Me06H4Li.O(CH20H,)ZO. The latter procedure also gave from p~MoC6H Li,~-

4
OICHQCM,)zo,and (p-MeC6H4)QBOH in Et,0-dioxane a ppt. of reluatively insol,

(p-Mecéu4)OBOLi.O(CHZCHo)zoi while the filt.rate gave (p-HeCGH BON, . Li,~

) 4)1
0(CH,CH, ) ,0, (1'010"7) BOH in Bt,0 forms a dioxane adduct, n, 130-1°,
whirh with BuLi gave (1’010“7) BOL1.0(CH cnz)zo. Treatwent of (1-u 7)
with He2804 in C(Hy mave 72.1% (1-cloﬂ7)zaane, m., 101-3°, (1-c10 7) B0L4

and MeOH in Bt,0 gave in 15 ain. (1-C, K 7)23\0Me)0n L1,Et,0,

. Approved For Release 2009/08/04 : CIA-RDP80T00246A010400010002-3
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Magnotic suscepuibllity of some oxalate complexes of tetravalent uranium,
Te G, Aminov, V. V. Zelertsov and I. -. Savieh (Phys.Tech.Inst., Lioscow).
Doklady Akad. Neuk 7.S.¢.R. 128, 533-5(1959).

The rollowing av. velues of effective megnetic moment and Welss constants
were detd. conventionaliy: K [0(0204; 1.5H,0 3.62 and 60; Ba [U(C 0 ].-
6H,0 3.6C and 1323 Cdz[U(C 04) ] VH 0 3.85 and 117. Variation of suscep-
tibility with tenp. ic ghowun by sultable curvas and all tha above salts
are Tound to obey the Curie-vYeiss law sbove 195°K, At lower temp; the
devistions are caused by format ion of low tempsratcure ﬁmgnstio anomalies
arnc. the susceptibilit§ rises more slowly with declining temp. than expéctod,
'he efiective moments, abovs, idnicate the state of 534 for T, with the 2

unpaired 3lectrons bsing in the 5f level.
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Some rules of polymerizetion of propylene with thse catalytic system of

" + .

1‘1014 g lR:5

ie V, Topchiev, B. ‘A. Krantsel and L. G. Sidorova. Doklady Akad. Naux ~.35.

CGelde 128, 732-5 (1959).

Tolymerization of Cgllg with TiCl4-(iso-Bu)5Al was examined in detail. The
chain polymerization process yields within 17 sec. of initiation a polymer
with high mol, wt. which remains nearly unchanged over the continued polym-

:rization period of 1.5 hrs, Since the catalyst gradually loses its effec-

‘tiveness,'the rate of reaction Jdeclines with time ( shown graphically ),

but if RsAl i1s gradually added to the system over several hrs. the activity
of the sYstom remains et high level and the polyher rield is raised.,

Addn. of 02 raises the yield to a max. at about 0.026 vol.% 02. after

which further addn. of 02 has a negative effect on the yleld. Characteristic
Vigscogsity of the pclymer declinos'ste;dily with elevation of temp. of
polymerization (‘25-800). It i1s sugeested that the solid phase of thi
catalyst present in the reaction zone aids the stereospecificity of the

polymerization.
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(reeorczire conernde of S v 2lapgs rrd the = 2 faveps bes,
_ _ N
Le Yo oYeverdiva, 1., ¥, “hremove erd I, 0, Yoghecklov (L.V2.¥arpov lhys.

Crer,. not., feccow!, 'oklady ‘keé. llauk ... .. 0. 126, 32C-2 (19859).

ef. 124, »0201059), |

/11 3x;ta. ¢asarited bele - vera rur under irevt atmes To 2 well stirrsé nixt.
cf 1843 e 82112 Rl =nd 14.8 . dry'VnClE roviersd under A, there &y

aded 180 nl, xylene, followes by #0 mi. %t,.0 ( sr-theemic ) and the nixt,
(] : .

. RO
hented B5~5.5 hre, ot 2aflvy: the 30ln. wee filtaresd =t 70-80" freor 1.1 halide

-3

iht, and tha filtrate evepd, in part to yield £3.% colorlese cryclelling

o 0 : . S
Moty me 1057, Araated with dloxane this «cave Fh. ”n.C,HLC., crystalline

colid, ccl. 12 dicxens and %t _03; it 1s deconnd. br nzc or #tOCH. oi'il#“lv

&

“trore wos prend. 7 (o-"eC B ) A1, e 69-71%; 45 (p-YeCeF,) 70, o 162=70°

(“iexr.nate, a colorlase crvstaLlina sclia); (1- Clﬁ” ) Zn, 49.hﬂ, dec. 200°

{Aloxnmate, colorlegs snlid),
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/_//L%-Q sl e

e e ————— Cem

~dditicn of trichlererermaninm to 'rctv.ane, ¢ls™ine aac thair derivatives

in the absencc of eatelyet:,

. . . . e s T ’
ne is ‘strov, V. F. r'ironov srd M. C, Dzrturirskayva (N.).7elirskil Inst. Org.

Y

(teme, eoco ‘. Dokl:idy cled, Mau't L., JR., 128, 702-4 (1959).

\

cf. octow 65 £1 40T TE, 50753(10584)

Pggrase of 94 macid vtreap o TCL thrvough 50 & rarticulsted Ga end 10 g

prté. Cu at 4500 :avs 72 IGe( 1 k. 77-8%, This ( 18 z.) acded to 5.5 g
o :
Cl 5 :CIiCN et ao—7n° ( erotrer~ic ) =ava 37 ClgcsCHﬁCHZCV, hz2 1357, m. 37.79,

£1ilarly O, :CFCI;CL save 77.4% Cl,Ge{CH ),C1, by, 105°, nio 1.5070, 4,

1.6638, crqé “8C,T1 gove 53,3 O1,6CH,CMeCH.CL, b 90-3°2, 1.5000, 1.5758
o ~ o r

11
- ~noT ”~ N - '\ ~ o E) 0 O - - ~ .

CﬂEZmLSiulS save 33w ulguiCHchzGeClﬁ, byg 120%, me 357. Pasgage of “aﬂg
L1100 TGell, until ths 3mothermic reaction cessed, zave QC%-CISGGCHECHB

" 130~10, m., 36° Cimiler reaction with C?IT4 cave 55% EtGeCl

GeCls,

o

3’
1.4745, 1.6091. l-Cctens gave 53» n-Cle7GeClB, bl..5 150?, 1.4720, 1.2712.

[

S0 Qic cave 72CW0. Cl Cell I..CP,,(‘T’LO,C‘,”E., b.  127-80, 1..4855, 2.5%92.

& & T ‘ ) 2 L& 12 4 ‘

. - * o \ .. id 3 ° h W
B D, C10”=” 2”? C1, hy5 757, L5095, 1.7637. ClsﬁiCH.Ldbl
L e D2 Clsbeuﬁ01cugaiﬁlg, bl,,5 1290, 1{5268, 1.8%50. In nons of the above
Aad_ne razctions was 1¢ nscassary to add any catelyste or to heat the nixts.
i~ duaoclavas. Jvidsntly QZULIB ass mora pronouncad 2dditivs propertias

in rsassct oo uas:td. bords than displayed by J“iCl
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Thermal decomposition of cryanic esmrounds of rarntevslent zrcenic.

Ce ranui and be e Charnokal'skii (S.s.Kirov Cher. Technol. Ihst., Kazan) .
Doklady Mkuds icuk soifeeR. 123, 209-301 (1959),

¢i"e firn 2t al. de.theuetiocs 1949,71,

=yrolysss o the rollowin substances were parformed in dfstne. appe at 200e

o =0

20°, fr”S(O)LOEt)Z'( byy 121l.8=47, dpy 142485, n™° 1.4520 ) was 49.7% un-

. .o :
changed and wava 1le2:0 Priis(CBt) o blo'bb-Q » 1.1623, 1.4413. Pris(0) (OPr),
sivilarly gava Jde.4% “rOH, PZ“Q(O)(OWu) , gave 17.1,: BuOH, 5.7% PrAs(OBu)
-0 i .
995 111=13", 20073, 1.4528 sud &l c 1Hag0408, by, 121-5°%, -, 1.4496.
o

cers(0)(0Ru),, cave ¥o¢, o :wOH und 12.5 dsas(OBu) ., by, 9257,
[ ~ ™)

15, Sth(C)(OBu)Z gave 15.5.. BuOH end 19,6, TtAs{OBu) , b15 103-60, 1.0727,

1.4534, The latter reaction also gave an unidentified carbonyl compound.

1.0846, 1,45

Cxidation of ik, sOR with SGOé zave R_.s(0)OR. Thus were prepd.: from

t L5076 - 1.5 86,80, F, m. 12¢-7°, and 2.1 Bt _ss0%t, b. 120-1°, &

i & . “
go 1.,4530; from.EtznsOTr - l€.6% tr0H, 2.
- ' . - >, 0 !

and e D ﬂBgAqur, L1z S448«7 , 1.0004, 1l.4621; from EtzAsCBu - 12.1%

a0

1.114€, n 74 Bt AsCoH, . 155-70,

l‘J

t, '3(0)Con, of 180-30.5°, 1.1922, 1.4721, 11,9 BophsO,H and 26 BtAs (0Bu) 5,
by 9840=-101%, -, 1.4522; from Melu: 0%t - 2 S “eBw.s(0)08t, b, 110-11 ,
1.2265, 1.4729 and 11.1% feSuasO_H, 1. 116-8°; from debuis@Bu - 1.9% BuOH,
D449 183w.si0)03e, by 133-4°, 1,1507, 1,467, and 5.5 MsBuisO,N, m. 126-
79, Llts tre couversion of R Ag0 R to R AsOR is vl Tacile. The latter
estare +1e reu¢ily hycrolyzed with hZO and ata. colsture. Atonic refraction
of :s 15 thass éompds. is e3td. st 2419, Yyrolysis of RBASO gave: from

&

@y w20 2347 Magluis, b 133-5°, 1.0560, 1,4C73% and 1l.9% ApsgAs(OBu),-bll'

32«57, =, 1.4311; froa .eBuyugl 3. 9% I'rCHO, &, SuOH, 14.9% MsBu As, be 76=

"ol 2090 180, 5404 Itgis; froo Pr3AsO 5.9% irOH and 35.8% Pr, As; from

A

€¢5°, 1.0103, 1.4724, 2.5% Bughs, byg 114-o°, 0.$88¢, 1. 4716, and 0.8%
Bu.:s(0u8), b1z 86-7.5%, -, 1.4656,
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‘ataroinstion of oroc oonTnningm commovnde 5y tha indicator method.

Le e 2enuvaav and b, T, Aragvakii, Dokledv fkad. Nauk 7., LR, 128, %09-11
(Luse), | -

Wiz and their halosan darivs. mav bs detd. by adding their soln. in O-free
¥3’h to scln. of ﬁathyl riolat in (CHJGl)g. Tha color chsngaes from violet
1¢ vellew or gresn; addn, of an ors, hase rsverts Shae color bvack to violet.
GCem-~ounds of typis R,ALOR or f’h‘al(()l’?.);3 dc not pfodvce this color changs,
.possibls orviny Yo screening of their 3p laval electrons bv ths unshsraed 0
alactron p:irs, Titration of Rzﬁl and thgir halogzn analogss with org. vases
such aa Buliec, "t07c, We:NTh, tho, ryridihe results in a clean endpoint
vhen indicatcrs such as Méthyl violet, Crystal viclst of Gentian violet

nre used. The titratibn curves rssemble thoss of strong-acid strong-base ?
Litrgtion CLI'VES., MsaNPh reacts with such »1 compdsfhin 1:1 ratio. EtzAlBr
ond StAlClB differ in scio strength f'rom Yh3£1 and EhZAlBr._mtzilUr hchaves
like o ibeoic ecid., It is nossible to titrate EtzAlCl g nd 6tm1013 sgrara-
el {n w mint, Cn tha basis of detn, of acid strengths by Fantzsch's

attod { Tar,. 02, 975 {(1929)) the following escenuins serfias of acid stren-
2t a5 astablished: Etsﬁl, Etzélcl, Etgylﬂr, it:i¢l,e The solns. for the
tit-stlops must bz 411, eof seolns, with 30-10. kztl destroy the indicetors.,

we'n, xylers, retrclerr fracticn and heptans rzy be usel ac solvente,
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Synthesis of nolvorg:anostannoxanes.

M, M, Kotor and T. M, Kiseleva (High Polymob Inst., Leningradi. Boklady
nkad, Nauk 5,S.S.R. 130, 86-7 (1960).

iicuting a 111 molar mixt. of (Et0)43n with isb-BuZSn(OAc}2 (b10 140-1°)
28 hrs. at 140° in inort atm. gave 74.6% itOAc and a residue of ycllowish
insol. solid, does not m..250°, contg. 58% Sn; extn. with C6H6 Tave a
yollowish polymer Ce My 50, cSng, m. 70-5°, which is hydrolyzed by H,,0

to a colorless insol. and infusible solid CoMy, 0, (Sng. Apparently tho

»0l. polymer was.HO(SnﬂzosnO)nOH. Similarlyv (Et0)4Sn and Bu Sn(OAc)Z

2
(.‘o10 146-7°) gave an insol, solid contgd 57% Sn and a Sul.'nolymnr, m,

60-700, wlose nol, wt,was about 2000,

Z247
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